Metal-catalyzed reactions were carried out under an atmosphere of nitrogen in a nitrogen-filled glovebox in oven-dried 3.5 mL vials purchased from Fisher Scientific. CD 3 NO 2, DCl (35% w/w in D 2 O) were purchased from Cambridge Isotope Laboratories. 0.5M DCl in D 2 O was diluted from DCl (35% w/w in D 2 O). CD 3 NO 2 was freeze-pump-thaw degassed before use. C 2 H 5 NO 2 was freeze-pump-thaw degassed before use. Anhydrous CH 2 Cl 2 and diethyl ether were passed through a column of alumina. DMSO, NaH, AgBF 4 , AgSbF 6 , AgOTf, AgPF 6 were purchased from Aldrich and used without further purification. Pt(DMSO) 2 I 2 was prepared according to a literature procedure. 1 Substrates 2a-i were prepared according to literature procedures. 2 1 H, 13 C data were collected on a Bruker 600 MHz Avance spectrometer. Chemical shifts are reported in ppm and referenced to residual solvent peaks for 1 H NMR and 13 C NMR. GC-MS data was collected on an Agilent G4350A GC/MSD system containing a 7820A GC with an HP-5MS column (length 30m; I. D. 0.250 mm) connected to an Agilent 5975 MSD. Enantiomeric excess (e.e.'s) were determined on a HP-6890 GC using an Agilent β-Cyclosil column (length 30 m, I.D. 0.250 mm) or using a Berger Instruments SFC equipped with a Chiralpak AD-H column (length 250 mm, I.D. 4.6 mm). The GC method consisted of the following parameters: inlet temperature was 250 ˚C, inlet and column pressure of 11.9 psi He, column flow rate of 1 mL/min, oven temperature held at 125 ˚C for 3 min then ramped 20 ˚C/min to 250 ˚C. The temperature was then held at 250 ˚C for 5 minutes. The detector temperature was set to 280 ˚C. Chiral GC was performed on an Agilent 6890 using an Agilent β-Cyclosil column with the following parameters: inlet temperature 250 ˚C, 19.99 psi of helium; oven temperature held at 80 ˚C for 5 min then ramped to 170 ˚C at 2 ˚C/min; The 30 m chiral column with 250 µm diameter
` was run at 19.99 psi and 1.7 mL/min; the FID detector was held at 250 ˚C with a flow rate of 40 mL/min H 2 , 450 mL/min air and a makeup flow of 45 mL/min helium. The SFC method consisted of the following parameters: Chiralpack AD-H, 7.0% MeOH, 1.5 mL/min, 150 psi, 35 °C, 250 nm. High resolution mass spectra were obtained on an Agilent Accurate LC-TOF Mass Spectrometer (Agilent Series 6220) operating in positive ion mode with an electrospray ionization source (fragmentor = 175 V). The data were analyzed by Dr. Mee-Kyung Chung using an Agilent MassHunter Workstatin Software, Qualitative Analysis (V. B.02.00). 4 were prepared according to literature procedure. 
Ligand and Catalyst Synthesis
Bis[5',5'-diethyl-4'-isopropyloxazolin-2'-yl]pyridine (L9) 5 , (S)-2,6-Bis[5',5'-diphenyl-4'- isopropyloxazolin-2'-yl]pyridine (L10), 5 (S)-1,8-bis-[4'-isopropyloxazolin-2'-yl]-3,6-diphenyl carbazole (L13)(S)-2,6-Bis[4'- cyclohexyloxazolin-2'-yl]pyridine (L7), 5 (S)-2,6-Bis[5',5'-dimethyl-4'-isopropyloxazolin-2'- yl]pyridine (L8), 5 (S)-2-(4'-isopropyloxazolin-2'-yl)-1,
2,6-bis((S)-4-cyclohexyl-4,5-dihydrooxazol-2-yl)pyridine (L6)
Prepared by a literature method for an analogous compound 5 
Preparation of typical Pt(II) pre-catalyst:
To a solution of Pt(DMSO) 2 I 2 (200 mg, 0.330 mmol, 1.0 eq.) and the chiral bis-(oxazolinyl) pyridine ligand (0.347 mmol, 1.05 eq.) in CH 2 Cl 2 (10 mL), was added AgBF 4 (64.3 mg, 0.330 mmol, 1.0 eq.). The resulting solution was stirred at 38 o C in the dark until completion (3-48 hours). The contents were then filtered through a 0.2 µm PTFE syringe filter, washing out the reaction vessel and the syringe with additional CH 2 Cl 2 (20 mL). The solution was removed in ` 6 vacuo, the resulting solid was twice dissolved in a minimum amount of CH 2 Cl 2 and forceprecipitated with Et 2 O. The mixture was centrifuged and the solvent was decanted off.
Prepared using the above method. The title compound was isolated as an orange powder (91% yield 
Optimization of Catalytic Conditions
General Reaction Parameter Screening:
Reaction condition: 1 eq of Pt(II) catalyst, 1.5 eq of Ag salt.
Enantioselectivities (ee's) determined by chiral GC. 3a is a known compound. 7 The enantiomeric excess was determined by chiral GC analysis (Agilent β-Cyclosil 30m long, 250 µm diameter, 19.99 psi helium, 1.7 mL/min, oven temperature held for 5 min 80 ˚C, ramped to 170 ˚C at 2 ˚C/min, t r -major = 40.5 min, t r -minor = 40.2 min).
Prepared from 2b as above with the crude material purified by preparative thin-layer chromatography using hexanes as eluent. The product was isolated as a white solid. 3a-d was prepared from 2a-d using the standard Pt(II)-catalyzed cycloisomerization reaction.
The regiochemistry of the product was determined by comparing with an authentic sample prepared from reaction of (triphos)Pt-alkyl + complex with NaBD 4 in d-methanol. 1 
